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Introduction
The targeted synthesis of inorganics with the so-called open-framework structures, intergrowth structures or compounds combining different structural slabs, containing channels or other tailored interiors, is considered one of the key problems of modern inorganic chemistry.
The rapid development theses area is supported, first, by diversity of the framework architectures, and, second, with the promising future of these compounds which can be used as high-performance catalysts, molecular sieves, nanostructured materials, nonlinear optical materials, etc. [1] [2] [3] [4] [5] . As yet, a priori construction of the desired structure motifs and prediction of the best chemical compositions is not feasible in general, not the least due to complexity and versatility of both the architectures and the compositions themselves. Significant developments have been achieved in the area of hybrid metal-organic frameworks [6, 7] where both the metal cation and the organic linkers or templates determine the resulting structures. An alternative approach has been developed for the pure inorganics, which is based on the so-called "saltinclusion solids". These marry two chemically dissimilar constituents, which are usually the covalent and ionic sub-frameworks, in one structure [8] [9] [10] [11] [12] . In fact, these "salt inclusions" often act as templates for pores, channels, or interlayer spaces of the covalent framework. , often act as "bordering" agents of the frameworks covering the walls of their interiors (pores, channels, etc.) [12] , often together with the "terminating" agents like halide anions [13] . They are also known to induce noncentrosymmetry, particularly when several such cations contribute to the same compound. 16 and noted that the tellurium compounds of the like were yet very rare. In the current paper, we describe some more representatives and demonstrate that the family may indeed be extended much further.
Experimental Section
Synthesis. The synthesis conditions were similar to those employed previously [14] . indexed using the above-mentioned subcell, the yields generally exceed 80% and the samples were multiphasic. For the later rare-earths, the patterns could be interpreted in favor of compounds similar to HoTeO 3 Cl [25] . Not all samples were found to contain good quality single crystals and reproducibility of their growth is yet low, contrary to the phase content of the insoluble residues where the target phases dominate. Hence, in the current paper, we restrict ourselves to the description of two new compounds, Rb [26] , with no halide incorporated.
Single-crystal X-ray studies. X-ray data for II were collected on a STOE STADI-VARI Pilatus 100K diffractometer. Raw intensity data were treated with the STOE X-Area Version 1.66 software package according to a standard procedure. Data were corrected for Lorentz and polarization factors. Absorption correction was introduced based on the real crystal shape, utilizing X-Red32 and X-Shape Version 2.12.2 programs, implemented into X-Area package.
The crystal structure of II was solved in a centrosymmetric space group I4/mcm (140) by charge-flipping method, using the SUPERFLIP [27] program integrated into JANA2006 software package [28] . All atoms, including oxygen, were localized, and the model was then successfully refined in anisotropic mode by a full-matrix least-squares method on F 2 (SHELX [29] ).
For I, the X-ray data collection and cell refinement were performed on a Rigaku SCX Mini instrument and by using Rigaku Crystal Clear software. The collected data set was corrected for
Lorentz and polarization factors as well as for absorption by Multi-scan [30] . The crystal structure of I was refined basing on atomic positions, found during the refinement of II utilizing SHELX [29] software. It should be notified that for compound I the refinement lead to relatively high value of the residual electronic density peaks ( Table 2) . It probably was the result of pure quality of measured crystal or/and imperfectness of the absorption correction introduced. Several attempts to refine the crystal structure of I were performed utilized data, collected on different crystals but all of them lead to same results.
Data collection and refinement parameters are summarized in Table 2 and selected interatomic distances are listed in [23] and a number of structures containing similarly short distances were published, for example [34] [35] [36] [37] .
The polyhedra of Ln (1) Their oxygen atoms also form the vertices of the LnO n and MO 8 polyhedra. The TeO 3 E groups form the second net of decorations over the metal-oxide slab (Fig 2a) ; they reside near the holes in the metal -oxygen layers formed by LnO 8 , LnO 10 and MO 8 polyhedra. Their orientation and distribution probably allow to situate the "halophilic" lone pairs of Te IV between the Ln(4)O 4 X 4 antiprisms (Fig. 2) .
The decorated layers interleave with CsCl-like layers comprised of M (1) [38] , or 3.56Å in CsCl [39] . The metalhalide layers are situated around z = 0 and z = ½. One quarter of the cubes are vacant; the stuffed and empty cubes are ordered (Fig. 2, c) . within a few per cent. This is particularly so for the Te-O distances, which are almost the same for the structures of I and II (see Table 3 ). It is curious to note that a cell parameters for these two compounds are also very close and probably dictated by the composition of the metal-oxide it is possible to imagine that the alkali cations actually reside mostly in the cubic position, but at least partially in the other positions. Evidently, more investigations including lighter alkali cations, more easily discernible from Ln 3+ , are necessary to elucidate the cation distribution in these complex structures. These studies are now in progress.
Conclusions
We have predicted and successfully realized the new tellurium analogs of the layered rareearth selenium halides involving CsCl-related metal-halide slabs. These compounds appear to be isostructural to some previously known multi-cation selenites and 
